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Abstract: This study presents a new, revolutionary, and easy method of separating Gd (III). For this
purpose, a cellulose acetate membrane surface was modified in three steps, as follows: firstly, with
aminopropyl triethoxysylene; then with glutaraldehyde; and at the end, by immobilization of crown
ethers. The obtained membranes were characterized by Fourier transform infrared spectroscopy
(FT-IR) and X-ray photoelectron spectroscopy (XPS), through which the synthesis of membranes with
Gd (III) separation properties is demonstrated. In addition, for the Gd (III) separating process, a
gadolinium nitrate solution, with applications of moderator poison in nuclear reactors, was used.
The membranes retention performance has been demonstrated by inductively coupled plasma mass
spectrometry (ICP-MS), showing a separation efficiency of up to 91%, compared with the initial
feed solution.
Keywords: cellulose acetate; crown ether; gadolinium retention
1. Introduction
Although researchers have a high interest in Gd (III), its applications and methods
for its retention [1–7], the literature is inferior in methods for retaining this element and
in methods for controlling this element’s concentration in solution. This is also the case
since the main applications of gadolinium-based salts are strictly regulated. Gadolinium-
based salts have two main applications. They are used as contrast agents for clinical
nuclear magnetic resonance (NMR) [8,9] and as moderator poison in nuclear reactors for
fission reaction control [10], but small amounts of complexed Gd (III)-based solutions may
remain in the brain, causing toxic effects [11,12], or need to be removed entirely from the
nuclear reactor moderator system. The use of Gd (III) in the nuclear field is limited to a
single practical application, such as in nuclear reactors reactivity control or shutdown, by
changing gadolinium nitrate concentrations in the moderator system. To adjust Gd (III)
concentration in the moderator water, which is used to support nuclear chain reactions, a
single solution is applied: ion exchange resins, based on polystyrene [13], with a retention
efficiency ranging from 150 to 178 mg Gd (III)/g resin. A greater retention efficiency can
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be obtained using a mixed bed resin column (M.B.), consisting of a strong acid cationic
resin (SAC) and a strong base anionic resin (SBA) [14], for a retention efficiency of 250 mg
Gd (III)/g of resin. New functionalized mesoporous silica systems [15,16] or magnetic
nanoparticles composites systems [17] have been tested, but ion exchange remains the
technical solution with the highest retention efficiency. Recently, a membrane system
for Gd (III) retention has been developed, based on cellulose acetate functionalized with
calmagite, a membrane with two remarkable adjacent properties—Gd (III) retention by
calmagite complexing reaction and membrane surface color change, indicating the retention
process [18].
Now, membranes are unique materials, due to their unique property, unpossessed
by any others—selectivity [18,19]. A membrane is a functional material that essentially
works as a barrier to chemical species, but is permeable to others, in a multi-component
system [18,20]. Other than the separative ones, many niche fields have been developed
lately with polymeric membranes in the center. Applications, such as tissue engineer-
ing [21–24] or membrane reactors for oxidative photodegradation of organic compounds,
have found increasingly pronounced applicability, detrimental to classical membrane pro-
cesses [25,26]. Methods of modeling the separative properties of membranes include the
use of surfactants added to the polymer solution [27], the synthesis of composite mem-
branes in which the filler takes an active role in the separation process [28–31], and the
synthesis of functionalized membrane materials [32–34].
The present study was performed to separate Gd (III) from water, using cellulose
acetate membranes with immobilized crown ethers. Gadolinium nitrate is used to control
nuclear reactions, which, in the last years, has successfully replaced boric anhydride for
this [18,35–37]. Given that nuclear solutions are of high purity, the possibility of having and
separating other interferences from the system was eliminated from the beginning [18,38].
It is essential to separate gadolinium from the moderator water to control nuclear reactivity
in the design manual specification limits.
2. Materials and Methods
The membranes were obtained from a cellulose acetate (Sigma Aldrich, St. Louis, MO,
USA, analytical reagent) solution in N, N′ dimethylformamide (Sigma Aldrich, St. Louis,
MO, USA, analytical reagent) (12% wt.), by phase-inversion method, and were precipitated
in a mixture of water and ethanol at 1:1 ratio (vol.). To modify the membrane surface, we
used our previous study about cellulose acetate membranes surface modification, in which
the following steps were presented: hydrolysis of acetyl groups to increase the number of
hydroxyl groups at the membrane surface; immobilization of aminopropyl triethoxysilane
(APTES) and the reaction with glutaraldehyde (GA) at APTES amino groups; followed by
crown ethers immobilization. The crown ethers immobilization was performed at –OH
groups, similar to the resveratrol immobilization previously reported [39].
For modifying cellulose acetate membranes surface with APTES (Sigma Aldrich,
St. Louis, MO, USA, analytical reagent) and GA (Merck, Kenilworth, NJ, USA, analytical
reagent), our study follows the sericine and resveratrol immobilization process previously
reported in the literature [40]. A sodium hydroxide solution is used for partial membrane
hydrolysis, the APTES immobilization reaction being catalyzed by a weak base (a 0.1 N
sodium hydroxide solution). After the reaction had taken place, the membranes were
washed with deionized water to remove the remanent APTES. Glutaraldehyde was used
to bind APTES to crown ethers. After functionalization, the membranes are washed, and
cold stored, using ultrapure water to avoid microorganisms’ formation and proliferation
on the membrane surface. The reaction scheme is shown in Figure 1.
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eliminating noise, atmospheric CO2, and atmospheric moisture. 
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analyses were performed by X-ray photoelectron spectroscopy (XPS), using a K-Alpha 
instrument from Thermo Scientific (Thermo Fischer, Waltham, MA, USA), with a mono-
chrome source of Al Kα (1486.6 eV), at a pressure of 2 × 10−9 mbar. The absolute calibration 
of the binding energy scale was performed using Au 4f7/2 (reference binding energy 83.96 
eV), Ag 3d5/2 (reference binding energy 368.21 eV), and Cu 2p3/2 (reference binding energy 
932.62 eV). The pass energy for the scattering spectra was 200 eV [18,41–43]. The fastest 
scanning degree was 1 eV, and the lowest for high-resolution spectra was 0.1 eV. 
The flow rates were determined using a Sartorius module with 47 mm membrane 
discs and 250 mL distilled water. 
  
Figure 1. Reaction scheme for immobilization of crown et on cellulose acetate me branes.
For Fourier transform infrared spectroscopy analyses (FT-IR), we used Bruker Vertex
70 (Bruker, Billerica, MA, USA) equipment, with a diamond ATR device in the range of
600–4000 cm−1. After 32 successive measurements, an average spectra result was reported,
eliminating noise, atmospheric CO2, and atmospheric moisture.
The cellulose acet te and modified cellulose acetate membranes surface structure anal-
yses were perfor e by X-ray photoelectron spectroscopy (XPS), using a K-Alpha instru-
ment from Thermo Scientific (Thermo Fischer, Waltham, MA, USA), with a monochrome
source of Al Kα (1486.6 eV), at a pressure of 2 × 10−9 mbar. The absolute calibration of the
binding energy scale was performed using Au 4f7/2 (reference binding energy 83.96 eV),
Ag 3d5/2 (reference binding energy 368.21 eV), and Cu 2p3/2 (reference binding energy
932.62 eV). The pass energy for the scattering spectra was 200 eV [18,41–43]. The fastest
scanning degree was 1 eV, and the lowest for high-resolution spectra was 0.1 V.
The flow rates were determined using a Sartorius module with 47 mm membrane
discs and 250 mL distilled water.
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where Wf—water flow; V—feed solution volume (L); A—membrane area (m2); and t—time (h).
Gadolinium retention efficiency was determined using a feed gadolinium nitrate
solution in ultrapure water (1 g/L). The analysis was performed by ICP-MS, using Bruker
equipment (Bruker, Billerica, MA, USA). Gadolinium retention efficiency was calculated
using the following formula:
R = 100− CF
CP
× 100 (2)
where R—Gd (III) retention (%); CF and Cp—Gd (III) concentrations in the feed and
permeate solutions, respectively (g·L−1).
3. Results
Between the polymers used to obtain polymeric membranes, cellulose and its deriva-
tives occupy a special place, with the first membranes ever obtained having been obtained
from nitrocellulose. Cellulose derivatives have the great advantage of being soluble in a
wide range of polymer solvents, this fact offering versatility when obtaining membranes
by phase inversion or solvent evaporation. However, the fields of applicability of these
membranes are limited due to the low chemical and mechanical resistance, especially the
danger of hydrolysis in too acidic or too basic environments, with the breaking of the
polymer chains and the decrease of the mechanical and hydrodynamic resistance of the
membrane.
The cellulose derivative membranes’ chemical and mechanical resistance and selectiv-
ity can be improved by functionalization and derivatization reactions. The use of APTES
proved to be an ideal molecule for immobilizing other species on cellulose derivative
membranes, also having the advantage of reticulation of the membrane surface with a role
in its stabilization [44]. APTES was used for the immobilization of magnetic particles [45],
the compatibilization of nanocellulose with polyethersulfone [46] or polyvinyl alcohol [47],
the hydrophobization of cellulose-based fabrics [48,49], or the reactive retention of dyes for
wastewater purification [50–53].
For the application presented in this study, cellulose acetate, despite its chemical or
mechanical properties not necessarily being remarkable, can be an ideal candidate because,
from a chemical point of view, the cooling solution of a nuclear reactor is as clean as
possible in terms of the content of compounds that could vary in acidity or basicity, being a
solution that contains the majority of Gd (III), respectively, among a series of other cations.
SEM images (Figure 2) revealed very interesting modifications between neat CA mem-
brane, functionalized membrane with crown ethers, and functionalized membrane after
Gd (III) retention. The active layer of the neat CA membrane is characterized by a fibrillar
structure with intercalated fibers in a random arrangement. The same morphology can
also be observed on the porous surface of the membrane, but with higher spaces between
fibers (due to the asymmetric structure of the membranes). After the immobilization of
crown ethers, a crosslinking effect can be observed on both surfaces due to the functional-
ization with glutaraldehyde, which partially reacts with both groups, an observation also
supported by the TGA analysis. After Gd (III) filtration, the crosslinking effect is more
pronounced, this being explained by the complexation reaction for retention, which can
imply more than one crown ether molecule. Due to the large atomic volume of Gd (III),
two or more crown ether molecules can consequently complex the cation, this fact leading
to a concentration of polymeric fibers and a more compact structure on both surfaces
of the membrane. The observation is also supported by the retention of Gd (III), which
dramatically increases at the end of retention, an increase explained by this compactness of
the surface.
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Figure 2. SE images of active surface for CA neat embrane (A1), CA/APTES/CE membrane
(B1), and CA/APTES/CE membrane after Gd (III) filtration (C1) and porous surface for CA neat
membrane (A2), CA/APTES/CE membrane (B2), and CA APTES/CE memb ane after Gd (III)
filtration (C2).
. i l l i ll l , i
l t t f f t , t s ifi f r i
i te sit ec se t e er f cet l r s s re ce ri t e r l sis r cess.
F rt er ore, the functionalization with APTES causes a displacement of all peaks because
of the Si atoms presence. Immobilization of crown ethers caused a change in the intensity
of all bands (due to the functional group’s modifications as against the total surface of
the membrane), as well as their slight displacement (for the same reasons). A detailed
discussion of the modification steps was provided in the previous work, which describes
the steps of the modification of the membrane with APTES and GA, the novelty here is
represented by the complexant molecule for Gd (III)—crown ethers [18]. Because in all
synthesis strategy stages are implied the same functional groups, it is difficult to make a
complete discussion for functionalization considering only the FT-IR investigation. At a
closer look to the spectra can be easily observed that changes in intensity and small shifts
appear for all bands that characterized synthesized membrane materials.
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Figure 3. Fourier transform infrared spectroscopy spectra (FT-IR) of synthesized membranes CA,
CA/APTES, and CA/APTES/CE, respectively.
The reacti n scheme presented is an ideal one, being almost impossible to evaluate
how every molecule of APTES will r act with the polymer [18,53].
The immobilization of crown ethers on the CA membrane can be observed in the
IR spectrum of the CA/APTES/CE wh re, in addition to the corresponding cellulose
ace ate peaks, the presence of bands at 1070 (stretching vibration of C-O) and 1140 cm−1
(stretching vibration of C-O-C) of th CE structure can be observed with small shifts and
changes int nsity.
XPS survey spectra re presented in Figur 4, and the C 1s, O 1s, N 1s and Si 2p tomic
percentages for ac sample are provided in able 1. XPS analysis showed significant
changes in the surface atomic composition between neat cellulose acetate membrane and
membranes after the next modification steps. The main atoms identified on the surface
of obtained membrane materials are C 1s (at 287 eV), O 1s (531 eV), N 1s (at 400 eV), and
Si 2p (at 102 eV). XPS CA spectrum presents three peaks for C 1s (45.16%), O 1s (44.8%),
and N1s (6.86%). The remanent solvent (N, N’—dimethylformamide) can explain the
presence of nitrogen from membrane synthesis. After APTES immobilization, a percent of
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8.64% Si 2p was found at the surface, while the other elements percentage are modified
according to partial hydrolysis of CA, followed by the reaction with APTES. It must be
noticed that at XPS survey analysis, the modification can be evaluated considering not only
the chemical modification steps at the membrane surface but also the steric and geometric
arrangements of molecules in their integrity (atoms and bond angles, etc.). After reaction
with glutaraldehyde, the C 1s percentage increased by 70.31% due to the crosslinking effect
on the surface, which led to a high concentration of C atoms at the surface of the membrane.
For the last functionalization step—the immobilization of crown ethers—in comparison
with CA/APTES/GA, the percent of O 1s increased from 20.27% to 33.21% due to the
presence of the six oxygen atoms in every crown ether molecule and also by the orientation
of ethylene groups at the membrane surface. At the same time, the nitrogen is no longer
observed, and the silicon percent decreased to 2.83%. This can be explained by the aromatic
ring in the crown ether molecule, which led to a shield effect on the membrane surface for
the atomic structures found under the layer of crown ethers [11].
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Table 1. XPS atomic percentages obtained for the analyzed samples.
Sample C 1s [%] O 1s [%] N 1s [%] Si 2p [%]
CA 45.16 44.80 6.86 -
CA/APTES 64.96 20.49 5.91 8.64
CA/APTES/GA 70.31 20.27 4.44 4.98
CA/APTES/CE 63.27 33.21 - 2.83
The thermostability of the materials was studied through the TGA and DTG curves
(Figure 5) and the data are presented in Table 2. According to the figure, most of the
samples illustrate two degradation stages, as follows: the first one is due to the evaporation
of the solvent and the second one is due to the decomposition of the polymeric chain. An
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exception is made by CA/APTES/GA samples that show a single degradation step. This
is due to the GA molecules immobilized on the membrane surface, which has the same
reactivity at both functional groups, leading to a crosslinking effect at the membrane surface.
The best thermostability was recorded in the case of the CA/APTES/GA membrane, and
this is due to the cross-linking effect obtained on the surface of the membrane following
the immobilization of GA. A drop in thermostability was observed for CA/APTES/CE
membrane. To immobilize CE molecules, one functional group is re-transformed into -CHO,
followed by CE derivatization. Similar results were obtained in previous studies, where we
managed to immobilize tetracycline [32] or resveratrol molecules on the CA membrane’s
surface [39]. Regarding the DTG curves, no significant changes could be observed, which
means that the synthesized membranes were stable during the modification process.
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Table 2. The wt (%), Td5%, and the DTG values for the CA membrane, before and after the modifica-
tion process. Three different samples were analyzed for calculating the standard deviation.
Sample Name Wt. (%) DTG (◦C) Td5% (◦C)
CA 89 ± 1 433 ± 1 204 ± 3
CA/APTES 86 ± 1 431 ± 1 209 ± 3
CA/APTES/GA 88 ± 1 430 ± 1 353 ± 3
CA/APTES/CE 100 ± 1 433 ± 1 216 ± 3
In addition, the water permeance through synthesized membranes was studied
(Figure 6). For the neat CA membrane, the initial flow was around 160 L m−2 h−1. The
small decrease for each cycle can be explained by the hydrodynamic stabilization of the
membrane determined by the compactness of the polymer chains inside the porous layer
under the pressure of water. After functionalization with crown ether, the flow rate
increased to about 680 L m−2 h−1 due to the hydrophilic character of etheric groups. Si-
multaneously, the membranes show variable stability from cycle to cycle due to the same
hydrodynamic stability for the porous layer of the membrane. More stable behavior was
observed for the membranes that already retained Gd (III), which presented a permeance of
around 400 L m−2 h−1. The highest stability can be explained by the membrane structure
being already stabilized during retention at the pass of water through membrane pores.
The decrease in permeance was determined by the presence of Gd (III) ions with high
atomic volume that acts as a foulant at the active layer surface. For every cycle the time
varied, the only constant being the volume of feed solution—250 mL.
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The total retention (Figure 7), assessed by ICP-MS, was 91% for the functionalized
membrane, compared with 64% for the standard cellulose acetate membrane. It can be
observed that, in the first 5 cycles, for the CA/APTES/CE membrane, the increase in
retention is not very significant, starting from 68% at the first cycle, increasing to 78%
at the 5th; however, in the 6th cycle, the retention dramatically increased to 91%. This
difference can be explained by the complexing reaction of the immobilized crown ether
to the surface of the membrane. This can occur between one, two, or even three crown
ether molecules that could complex Gd (III), which would lead to a crosslinking of the
membrane surface. The same effect was observed in the previous reported retention of Gd
(III) with calmagite, but in that case, a maximum of two calmagite molecules were able to
complex Gd (III) ions, which explains the lower maximum retention at 86% [18]. Practically,
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at the 6th cycle, a maximum fouling or a critical one at the surface of the functionalized
membrane is achieved, which conducts to this value of retention.
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4. Discussion
The membranes consecrated for ion exchange are usually obtained from polysulfone
by introducing anionic or cationic functional groups in the polymeric chain. T e advantage
of this polymer is primarily related to th mechanical and therm properties of olysulfone,
being one of the m st resistant polymers. On the other hand, it is well known that
polysulfone membranes have negligible ion-exchange capa ity [33]. After amination, f r
example, th ion-exchange capacity increas s drastically, the membrane being able to
retain Cr (VI) ions [54] efficiently. The sulfonation reaction is another example through
which one can induce an ion-exchange char cter to a polysulfone me brane [55– 7], being
k ow to the versatility of this functional group at the complexation of metal cations.
In addition, l l i can provide ion exchange capacity to embranes and
versatility for subsequent functionalization reactions th t allow membranes the c pacity
for complexation processes for cations retention [58– ]. e filtr ti process would
represent another technological solution, but it raises some practical problems. First, the
energy consu ption associated ith this process is very high, and the operating costs
are implicitly higher. Second, the membranes used should be co posite membranes
with nanofillers that increase the separation efficiency (such as graphene), which would
significantly improve both the costs of raw materials and the costs of synthesis of composite
membranes.
The philosophy that justifies this research is not only represented by cost diminution
of the technological solution for retention of gadolinium nitrate (used for the control of
nuclear reactivity), but also by a transition from synthetic polymers (even if we are referring
to polysulfone ion exchange resins or other technical polymer membranes) to the use of
cellulose derivatives (a natural polymer, which is sustainable, from renewable resources).
In the first reported literature study of a synthesized membrane for Gd (III) separation
from water, which moderates a nuclear reactor (reported by the same research group), the
basic idea of separation is a complexation reaction. Cellulose acetate membranes were
functionalized with calmagite—a metallic color indicator with the capacity of complexing
cations. The presence of indicator assured an extra property to membranes—the capacity
of self-indicating the retention of Gd (III) through the change of membrane surface color.
Practically, the self-indication of separation efficiency was another premiere in the field of
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membrane science, with no additional analysis methods being necessary. Immobilization
of crown ethers on the same cellulose acetate-based membrane (keeping same steps of
synthesis until immobilization of final species) leads to a superior separation yield due to
the capacity of crown ethers to complex cations in a much easier manner than calmagite
(explicable by the presence of the six oxygen atoms, each with free electron pairs). Com-
pared with calmagite immobilized membranes—where one or two complexant molecules
were necessary for a retention reaction—in the case of crown ethers, this mechanism can
occur between one, two, or even three complexant molecules that could complex Gd (III),
which would lead to a crosslinking of the membrane surface. Still, it is worth mentioning
that the use of crown ethers for separations by complexing reactions presents a high lack
of selectivity since the ethers will complex any cation present in the feed solution. Immo-
bilization of crown ethers also opens the possibility for other membranes applications,
especially in the biomedical field. Custom-made hemodialysis membranes for the retention
of heavy metals can be obtained in the same manner, or this could be simply a way to
increase the membranes’ hemocompatibility. If the membranes are saturated with Ca2+
ions, this could lead to an increased hemocompatibility, given that it is well known that
the presence of Ca2+ ions can regulate the thrombocytes behavior. Moreover, the same
membrane, saturated with Ca2+ ions, can be used in osseointegration applications, with
this favoring the mineralization of natural bone and integration of an implant into the bone.
5. Conclusions
This research is practically the second report in literature on a membrane that can
separate Gd (III) from water, with previously reported results exclusively based on ion
exchange resins. For this purpose, the surface of a cellulose acetate membrane was modified
in several stages: initially with the aminopropyl triethoxysylene, followed by the reaction
with glutaraldehyde, and the immobilization of crown ether. The synthesized materials
were characterized by infrared spectroscopy with Fourier transformant (FT-IR) and X-ray
photoelectron spectroscopy (XPS), which demonstrated the synthesis of the membrane
with separation properties of Gd (III). In comparison with previously published results,
reported by the same research group, the total retention capacity of the membrane was
evaluated at 86% from the initial Gd (III) solution by the functionalization of the membrane
with crown ether, and a 91% efficiency of separation was achieved. Immobilization of
crown ethers on the same cellulose acetate-based membrane (keeping the same steps of
synthesis until the immobilization of final species) leads to a superior separation yield due
to the capacity of crown ethers to complex cations in a much easier manner than calmagite
(explicable by the presence of the six oxygen atoms, each with two free electron pairs).
Author Contributions: Conceptualization, S.I.V. and V.K.T.; methodology, O.S.S., A.M.P., A.S. and
M.O.; validation, S.I.V. and V.K.T.; formal analysis, O.S.S., A.M.P., A.S., M.O., A.S., S.I.V. and V.K.T.;
data curation, S.I.V. and V.K.T.; writing—original draft preparation, O.S.S., A.M.P., A.S. and M.O.;
writing—review and editing, S.I.V. and V.K.T. visualization, S.I.V. and V.K.T.; supervision, S.I.V. and
V.K.T.; project administration, S.I.V. and V.K.T.; funding acquisition, S.I.V. All authors have read and
agreed to the published version of the manuscript.
Funding: This work was supported by a grant from the Ministry of Research, Innovation and
Digitization, CNCS/CCCDI–UEFISCDI, project number PN-III-P4-ID-PCE-2020-1154, Hemodialysis
combined with stimuli-responsive drug delivery—a new generation of polymeric membranes for
advanced biomedical applications within PNCDI III.
Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.
Polymers 2021, 13, 3978 12 of 14
Acknowledgments: This work was supported by a grant from the Ministry of Research, Innovation
and Digitization, CNCS/CCCDI–UEFISCDI, project number PN-III-P4-ID-PCE-2020-1154, Hemodial-
ysis combined with stimuli-responsive drug delivery—a new generation of polymeric membranes
for advanced biomedical applications within PNCDI III.
Conflicts of Interest: The authors declare no conflict of interest.
References
1. Navarro, R.; Saucedo, I.; Nnez, A.; Avila, M.; Guibal, E. Cadmium extraction from hydrochloric acid solutions using Amberlite
XAD-7 impregnated with Cyanex 921 (tri-octyl phosphine oxide). React. Funct. Polym. 2008, 68, 557–571. [CrossRef]
2. Wang, Y.; Li, F.; Zhao, Z.; Dong, Y.; Sun, X. The novel extraction process based on CYANEX®572 for separating heavy rare earths
from ion-adsorbed deposit. Sep. Purif. Technol. 2015, 151, 303. [CrossRef]
3. De Jong, N.; Draye, M.; Favre-Réguillon, A.; LeBuzit, G.; Cote, G.; Foos, J. Lanthanum (III) and gadolinium (III) separation by
cloud point extraction. J. Colloid Interf. Sci. 2005, 291, 303–306. [CrossRef] [PubMed]
4. Matsumiya, H.; Inoue, H.; Hiraide, M. Separation of Gd–humic complexes and Gd-based magnetic resonance imaging contrast
agent in river water with QAE-SephadexA-25 for the fractionation analysis. Talanta 2014, 128, 500–504. [CrossRef] [PubMed]
5. Croft, C.F.; Inês, M.; Almeida, G.S.; Cattrall, R.W.; Kolev, S.D. Separation of lanthanum (III), gadolinium (III) and ytterbium (III)
from sulfuric acid solutions by using a polymer inclusion membrane. J. Membr. Sci. 2018, 545, 259–265. [CrossRef]
6. Zhao, J.; Bai, Y.; Li, D.; Li, W. Extraction of rare earths (III) from nitrate medium with with 1-phenyl-3-methyl-4-benzoyl-
pyrazolone-5. Sep. Sci. Technol. 2006, 41, 3047–3063. [CrossRef]
7. Davoodi-Nasab, P.; Rahbar-Kelishami, A.; Safdari, J.; Abolghasemi, H. Evaluation of the emulsion liquid membrane performance
on the removal of gadolinium from acidic solutions. J. Mol. Liq. 2018, 262, 97–103. [CrossRef]
8. Costa, A.F.; Van Der Pol, C.B.; Maralani, P.J.; McInnes, M.D.; Shewchuk, J.R.; Verma, R.; Hurrell, C.; Schieda, N. Gadolinium
deposition in the brain: A systematic review of existing guidelines and policy statement issued by the canadian association of
radiologists. Can. Assoc. Radiol. J. 2018, 69, 373–382. [CrossRef]
9. Abujudeh, H.H.; Kosaraju, V.K.; Kaewlai, R. Acute adverse reactions to gadopentetate dimeglumine and gadobenate dimeglumine:
Experience with 32,659 injections. Am. J. Roentgenol. 2010, 194, 430–434. [CrossRef]
10. Dalle, H.M.; de Mattos, J.R.L.; Dias, M.S. Enriched gadolinium burnable poison for PWR fuel—Monte Carlo burnup simulations
of reactivity, Chapter 4. In Current Research in Nuclear Reactor Technology in Brazil and Worldwide; Intech Publishers: Rijeka, Croatia,
2013; pp. 73–89.
11. Kanda, T.; Fukusato, T.; Matsuda, M.; Toyoda, K.; Oba, H.; Kotoku, J.; Haruyama, T.; Kitajima, K.; Furui, S. Gadolinium-based
contrast agent accumulates in the brain even in subjects without severe renal dysfunction: Evaluation of autopsy brain specimens
with inductively coupled plasma mass spectroscopy. Radiology 2015, 276, 228–232. [CrossRef]
12. Murata, N.; Gonzalez-Cuyar, L.F.; Murata, K. Macrocyclic and other non-group 1 gadolinium contrast agents deposit low levels
of gadolinium in brain and bone tissue: Preliminary results from 9 patients with normal renal function. Investig. Radiol. 2016, 51,
447–453. [CrossRef]
13. Elsofany, E. Removal of lanthanum and gadolinium from nitrate medium using Aliquat-336 impregnated onto Amberlite XAD-4.
J. Hazard. Mater. 2008, 153, 948–954. [CrossRef]
14. Rufus, A.; Kumar, P.S.; Jeena, K.; Velmurugan, S. Removal of gadolinium, a neutron poison from the moderator system of nuclear
reactors. J. Hazard. Mater. 2018, 342, 77–84. [CrossRef] [PubMed]
15. Tadjarodi, A.; Jalalat, V.; Zare-Dorabei, R. Adsorption of La (III) in aqueous systems by N-(2-hydroxyethyl) salicylaldimine-
functionalized mesoporous silica. Mater. Res. Bull. 2015, 61, 113–119. [CrossRef]
16. Zare-Dorabei, R.; Jalalat, V.; Tadjarodi, A. Central composite design optimization of Ce (III) ion removal from aqueous solution
using modified SBA-15 mesoporous silica. New J. Chem. 2016, 40, 5128–5134. [CrossRef]
17. Dashtian, K.; Zare-Dorabei, R. Synthesis and characterization of functionalized mesoporous SBA-15 decorated with Fe3O4
nanoparticles for removal of Ce (III) ions from aqueous solution: ICP–OES detection and central composite design optimization.
J. Colloid Interface Sci. 2017, 494, 114–123. [CrossRef] [PubMed]
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